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1
NONVOLATILE MEMORY DEVICES AND
METHODS OF FORMING THE SAME

CROSS-REFERENCE TO RELATED
APPLICATION

This application is a continuation application of U.S.
patent application Ser. No. 12/070,219, fled on Feb. 15, 2008
(now U.S. Pat. No. 8,614,125 B2), which claims priority
under 35 US.C. §119 of Korean Patent Application No.
2007-16453, filed on Feb. 16, 2007, the entire contents of
which are hereby incorporated by reference.

FIELD OF THE INVENTION

The present invention relates to semiconductor devices and
methods of forming the same, for example, to nonvolatile
memory devices and methods of forming the nonvolatile
memory devices.

BACKGROUND

Generally, semiconductor memory devices are classified
into volatile semiconductor memory devices and nonvolatile
semiconductor memory devices according to whether a
power supply is required to maintain stored data. Volatile
semiconductor memory devices, such as a dynamic random
access memory (DRAM) device or a static random access
memory (SRAM) device, operate at high speeds, and they
require power supplies to maintain their stored data. On the
other hand, nonvolatile semiconductor memory devices, such
as a phase changeable random access memory (PRAM)
device, a metal oxide resistive random access memory
(RRAM) device, or a ferroelectric random access memory
(FRAM) device, do not require a power supply to maintain
their stored data.

The RRAM device may have a cell capacitor including a
transition metal oxide instead of a dielectric layer of the
DRAM cell capacitor. The resistance of the transition metal
oxide can be changed according to a programmed voltage
applied to top and bottom electrodes of the transition metal
oxide. The resistivity of the transition metal oxide can change
more than one hundred times depending on the magnitude of
the programmed voltage, and the transition metal oxide can
maintain the changed resistivity even when the programmed
voltage is interrupted. Data stored in the transition metal
oxide may be gathered to determine whether the data is logic
“1” or logic “0” by sensing the change in voltage and current
caused by a difference of the resistivity.

FIG. 1is a cross-sectional view of a conventional nonvola-
tile memory device. FIGS. 2 through 4 are graphs illustrating
a switching characteristic of a conventional nonvolatile
memory device.

Referring to FIG. 1, a gate pattern 25 is disposed on a
semiconductor substrate 10. The gate pattern 25 may include
a gate insulating layer 22 and a gate electrode 24. Source and
drain regions 12 and 14 are disposed in the substrate 10
adjacent to the gate pattern 25. A first insulating interlayer 20
is disposed on the substrate 10 to cover the gate pattern 25. A
contact plug 26 is disposed in the first insulating interlayer 20
and is connected to the drain region 14.

A bottom electrode 32 is disposed on the first insulating
interlayer 20 and is connected to the contact plug 26. The
bottom electrode 32 may include iridium (Ir). A data storage
layer 34 is disposed on the bottom electrode 32. The data
storage layer 34 may include nickel oxide (NiO). A top elec-
trode 36 is disposed on the data storage layer 34. The top

15

20

25

30

40

45

2

electrode 36 may include iridium (Ir). A second insulating
interlayer 30 is disposed on the first insulating interlayer 20 to
cover the top electrode 36. A plate electrode 40 is disposed on
the second insulating interlayer 30 and is connected to the top
electrode 36.

FIGS. 2 through 4 illustrate graphs obtained for a nonvola-
tile memory device in which the top and bottom electrodes
include iridium (Ir) and the data storage layer 34 includes
nickel oxide (NiO). FIG. 2 shows a set resistance and a reset
resistance of the memory device having the transition metal
oxide. FIG. 3 is a histogram showing a distribution of the set
and reset resistances shown in FIG. 2. In FIG. 4, the horizon-
tal axis shows the number of cycles of program and erase, and
the vertical axis shows the set and reset resistances. In FIGS.
2 and 3, the range of the set and reset resistances is wide, and
the difference between the set and reset resistances is almost
one thousand times. The distribution of the set/reset resis-
tances is not uniform. As a result, a conventional nonvolatile
memory device may not provide a stable switching operation.

SUMMARY OF THE INVENTION

Exemplary embodiments of the present invention provide a
nonvolatile memory device including: a bottom electrode on
a semiconductor substrate; a data storage layer on the bottom
electrode, the data storage layer including a transition metal
oxide; and a switching layer provided on a top surface and/or
a bottom surface of the data storage layer; wherein a bond
energy of a material included in the switching layer and
oxygen is more than a bond energy of a transition metal in the
oxide and oxygen.

Other exemplary embodiments of the present invention
provide a method of forming a nonvolatile memory device
including: forming a switching layer, the switching layer
being provided on a top surface and/or a bottom surface of the
data storage layer; wherein a bond energy of a material
included in the switching layer and oxygen is more than a
bond energy of a transition metal in the oxide and oxygen.

BRIEF DESCRIPTION OF THE FIGURES

The accompanying figures are included to provide a further
understanding of the present invention, and are incorporated
in and constitute a part of this specification. The drawings
illustrate exemplary embodiments of the present invention
and, together with the description, serve to explain principles
of the present invention. In the figures:

FIG.1 is a cross-sectional view of a conventional nonvola-
tile memory device.

FIGS. 2 through 4 are graphs showing switching charac-
teristics of a conventional nonvolatile memory device.

FIG. 5 is a cross-sectional view of a nonvolatile memory
device in accordance with an embodiment of the present
invention.

FIG. 6 is a cross-sectional view of a nonvolatile memory
device in accordance with another embodiment of the present
invention.

FIG. 7 is a cross-sectional view of a nonvolatile memory
device in accordance with still another embodiment of the
present invention.

FIGS. 8 through 10 are graphs showing switching charac-
teristics of a nonvolatile memory device in accordance with
an embodiment of the present invention.

FIGS. 114 through 11c¢ are cross-sectional views illustrat-
ing a method of forming a nonvolatile memory device in
accordance with an embodiment of the present invention.
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DETAILED DESCRIPTION OF PREFERRED
EMBODIMENTS

Embodiments of the present invention will now be
described more fully with reference to the accompanying
drawings. The invention may, however, be embodied in many
different forms and should not be construed as being limited
to the embodiments set forth herein. Rather, these embodi-
ments are provided so that this disclosure will be thorough
and complete, and will fully convey the scope of the invention
to those skilled in the art.

It will be understood that, although the terms “first”, “sec-
ond”, “third” etc. may be used herein to describe various
components, materials, etc. the components, materials, etc.,
should not be limited by these terms. These terms are only
used to distinguish one portion from another portion. It will
also be understood that when an element, such as a layer,
region or substrate, is referred to as being “on” or “onto”
another element, it may lie directly on the other element or
intervening elements, such as layers, may also be present. In
the drawings, the thicknesses of layers and regions are exag-
gerated for clarity. As used herein, the term “and/or” includes
any and all combinations of one or more of the associated
listed items. For example, the term “a conductive layer and/or
an insulating layer” may include a conductive layer, an insu-
lating layer, or a combination layer of a conductive layer and
an insulating layer.

FIG. 5 is a cross-sectional view of a nonvolatile memory
device in accordance with an embodiment of the present
invention.

Referring to FIG. 5, a gate pattern 125 is disposed on a
semiconductor substrate 100. The gate pattern 125 may
include a gate insulating layer 122 and a gate electrode 124.
The gate insulating layer 122 may include silicon oxide. The
gate electrode 124 may include polysilicon. Source and drain
regions 112 and 114 are disposed in the semiconductor sub-
strate 100 adjacent to the gate pattern 125.

A first insulating interlayer 120 is disposed on the semi-
conductor substrate 100 to cover the gate pattern 125. A
contact plug 127 is disposed in the first insulating interlayer
120 and is connected to the drain region 114. A bottom
electrode 132 is disposed on the first insulating interlayer 120
and is connected to the contact plug 127. A data storage layer
134 is disposed on the bottom electrode 132. The data storage
layer 134 may include a transition metal oxide. A switching
layer 136 is provided in contact with the top surface of the
data storage layer 134. The switching layer 136 may have a
thickness of approximately 5 to approximately 20 angstroms.
A top electrode 138 is disposed on the switching layer 136. A
second insulating interlayer 130 is disposed on the first insu-
lating interlayer 120 to cover the top electrode 138. A plate
electrode 140 is disposed on the second insulating interlayer
130 and is connected to the top electrode 138.

The switching layer 136 may include one or more materials
such as aluminum (Al), magnesium (Mg) and/or tantalum
(Ta). The data storage layer 134 may include a transition
metal oxide in which the transition metal is nickel (Ni), nio-
bium (Nb), titanium (Ti), zirconium (Zr), hafhium (Hf),
cobalt (Co), iron (Fe), copper (Cu), chromium (Cr), or zinc
(Zn). The top and bottom electrodes 138 and 132 may inde-
pendently include materials such as iridium (Ir), platinum
(Pt), ruthenium (Ru), tungsten (W), titanium nitride (TiN)
and/or polysilicon.

It is believed that the bond energy of the material included
in the switching layer 136 and oxygen is more than that of the
transition metal included in the data storage layer 134 and
oxygen. For example, the bond energy of aluminum and
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4

oxygen is about 260 KJ/mol, while the bond energy of nickel
and oxygen is about 24 kJ/mol. Thus, a portion of the material
of the switching layer 136 may be bonded to oxygen on the
top portion of the data storage layer 134. As a result, the
transition metal that is not bonded to oxygen may be in the
upper portion of the data storage layer 134. As an external
electric field is applied to the data storage layer 134, a con-
ductive filament may be generated or may disappear in the
data storage layer 134. The conductive filament may be gen-
erated or may disappear regularly where the transition metal
that is not bonded to oxygen in the top portion of the data
storage layer 134 is. A range of set and reset resistances may
be shortened by the switching layer 136. Thus, the switching
characteristics of a nonvolatile memory device may be
improved by providing the switching layer 136.

FIG. 6 is a cross-sectional view of a nonvolatile memory
device in accordance with another embodiment of the present
invention.

Referring to FIG. 6, a gate pattern 225 is disposed on a
semiconductor substrate 200. The gate pattern 225 may
include a gate insulating layer 222 and a gate electrode 224.
The gate insulating layer 222 may include silicon oxide. The
gate electrode 224 may include polysilicon. Source and drain
regions 212 and 214 are disposed in the semiconductor sub-
strate 200 adjacent to the gate pattern 225.

A first insulating interlayer 220 is disposed on the semi-
conductor substrate 200 to cover the gate pattern 225. A
contact plug 227 is disposed in the first insulating interlayer
220 and is connected to the drain region 214. A bottom
electrode 232 is disposed on the first insulating interlayer 220
and is connected to the contact plug 227. A first switching
layer 234 is disposed on the bottom electrode 232. A data
storage layer 235 is disposed on a top surface of the first
switching layer 234. The data storage layer 235 may include
a transition metal oxide. A second switching layer 236 is
disposed on a top surface of the data storage layer 235. The
first and second switching layers 234 and 236 may each have
a thickness of approximately 5 to approximately 20 ang-
stroms. A top electrode 238 is disposed on the second switch-
ing layer 236. A second insulating interlayer 230 is disposed
on the first insulating interlayer 220 to cover the top electrode
238. A plate electrode 240 is disposed on the second insulat-
ing interlayer 230 and is connected to the top electrode 238.
Alternatively, the first switching layer 234 may be disposed
under a bottom surface of the data storage layer 235 and the
second switching layer 236 may not be provided.

The first and second switching layers 234 and 236 may
include one or more materials such as aluminum (Al), mag-
nesium (Mg), and/or tantalum (Ta). The data storage layer
134 may include a transition metal oxide in which the tran-
sition metal is nickel (Ni), niobium (Nb), titanium (Ti), zir-
conium (Zr), hafnium (Hf), cobalt (Co), iron (Fe), copper
(Cu), chromium (Cr), or zinc (Zn). The top and bottom elec-
trodes 238 and 232 may independently include materials such
as iridium (Ir), platinum (Pt), ruthenium (Ru), tungsten (W),
titanium nitride (TiN) and/or polysilicon.

It is believed that the bond energy of the material included
in the first switching layer 234 and the second switching layer
236 and oxygen is more than that of the transition metal
included in the data storage layer 235 and oxygen. For
example, the bond energy of aluminum and oxygen is about
260 KJ/mol, while the bond energy of nickel and oxygen is
about 24 kJ/mol. Thus, a portion of the material of the firstand
second switching layers 234 and 236 may be bonded to oxy-
gen on the top portion and on the bottom portion of the data
storage layer 134. As a result, the transition metal that is not
bonded to oxygen may be in an upper portion and in a lower
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portion of the data storage layer 134. As an external electric
field is applied to the data storage layer 134, a conductive
filament may be generated or may disappear in the data stor-
age layer. The conductive filament may be generated or may
disappear regularly where the transition metal that is not
bonded to oxygen in the top and in the bottom portions of the
data storage layer 134 is. A range of the set and reset resis-
tances may be shortened by the first and second switching
layer 234 and 236. Thus, the switching characteristics of a
nonvolatile memory device may be improved by providing
the first and second switching layers 234 and 236.

FIG. 7 is a cross-sectional view of a nonvolatile memory
device in accordance with still another embodiment of the
present invention.

Referring to FIG. 7, a device isolation layer 305 is disposed
in a semiconductor substrate 300 to define an active region.
An impurity region 308 is disposed in the active region. A first
insulating interlayer 320 is disposed on the semiconductor
substrate 300. A diode 325 is disposed in the first insulating
interlayer 320 and is connected to the impurity region 308.
The diode 325 may include an n-type semiconductor 322 and
a p-type semiconductor 324. A bottom electrode 332 is dis-
posed on the first insulating interlayer 320 and is connected to
the diode 325. A data storage layer 334 is disposed on the
bottom electrode 332. A switching layer 336 is disposed on
the data storage layer 334. A top electrode 338 is disposed on
the switching layer 336. A second insulating interlayer 330 is
disposed on the first insulating interlayer 320 to cover the top
electrode 338. A plate electrode 340 is disposed on the second
insulating interlayer 330 and is connected to the top electrode
338.

The switching layer 336 may include one or more materials
such as aluminum (Al), magnesium (Mg), and/or tantalum
(Ta). The data storage layer 334 may include a transition
metal oxide in which the transition metal is nickel (Ni), nio-
bium (Nb), titanium (Ti), zirconium (Zr), hafhium (Hf),
cobalt (Co), iron (Fe), copper (Cu), chromium (Cr), and zinc
(Zn). The top and bottom electrodes 338 and 332 may inde-
pendently include materials such as iridium (Ir), platinum
(Pt), ruthenium (Ru), tungsten (W), titanium nitride (TiN)
and/or polysilicon.

It is believed that the bond energy of the material included
in the switching layer 336 and oxygen is more than that of the
transition metal included in the data storage layer 334 and
oxygen. For example, the bond energy of aluminum and
oxygen is about 260 KJ/mol, while the bond energy of nickel
and oxygen is about 24 kJ/mol. Thus, a portion of the material
included in the switching layer 336 may be bonded to oxygen
in the top portion of the data storage layer 334. As aresult, the
transition metal that is not bonded to oxygen may be in the
upper portion of the data storage layer 334. As an external
electric field is applied to the data storage layer 334, a con-
ductive filament may be generated or may disappear. The
conductive filament may be generated or may disappear regu-
larly where the transition metal that is not bonded to oxygen
in the top portion of the data storage layer 334 is. A range of
the set and reset resistances may be shortened by the switch-
ing layer 336. Thus, the switching characteristics of a non-
volatile memory device may be improved by providing the
switching layer 336.

FIGS. 8 through 10 are graphs showing the switching char-
acteristics of a nonvolatile memory device in accordance with
an embodiment of the present invention.

FIG. 8 is a graph showing a set resistance and a reset
resistance of a memory device having a switching layer. FIG.
9 is a histogram showing a distribution of the set and reset
resistances of FIG. 8. FIG. 10 is a graph showing the set and
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reset resistances according to the number of cycles of pro-
gram and erase obtained when the switching layer includes
aluminum (Al) and the data storage layer includes nickel
oxide (NiO). Referring to FIGS. 8 and 9, a difference (about
1000 times) between the set resistance and the reset resistance
is maintained uniformly and the uniformity of the set and
reset resistances is improved as compared with certain con-
ventional devices. Referring to FIG. 10, even when the num-
ber of cycle of the set and reset reaches 1000, the set and reset
resistances maintain their own initial values, and the unifor-
mity of the set and reset resistances is improved as compared
with certain conventional devices.

FIGS. 114 through 11c¢ are cross-sectional views illustrat-
ing a method of forming a nonvolatile memory device in
accordance with an embodiment of the present invention.

Referring to FIG. 11a, a gate pattern 125 is formed on a
semiconductor substrate 100. The gate pattern 125 includes a
gate insulating layer 122 and a gate electrode 124. The gate
insulating layer 122 may be formed by means of a thermal
oxidation process. An ion implantation process can be per-
formed using the gate pattern 125 as a mask to form source
and drain regions 112 and 114 in the substrate 100 adjacent to
the gate pattern 125. A first insulating interlayer 200 is formed
on the substrate 100 to cover the gate pattern 125. The first
insulating interlayer 200 may be formed by a chemical vapor
deposition (CVD) process.

Referring to FIG. 1154, a contact plug 127 is formed in the
first insulating interlayer 200 and is connected to the drain
region 114. A bottom electrode 132 is formed on the first
insulating interlayer 200 and is connected to the contact plug
127. A data storage layer 134, a switching layer 136 and a top
electrode 138 are sequentially formed on the bottom elec-
trode 132. The bottom electrode 132, the data storage layer
134, the switching layer 136 and the top electrode 138 may be
formed by a chemical vapor deposition (CVD) process or a
physical vapor deposition (PVD) process. In some embodi-
ments, the switching layer 136 is formed between the bottom
electrode 132 and the data storage layer 134. In other embodi-
ments, the switching layer 136 is formed between the bottom
electrode 138 and the data storage layer 134, and between the
top electrode 138 and the data storage layer 134.

The switching layer 136 may include one or more materials
such as aluminum (Al), magnesium (Mg) and/or tantalum
(Ta). The data storage layer 134 may include a transition
metal oxide in which the transition metal is nickel (Ni), nio-
bium (Nb), titanium (Ti), zirconium (Zr), hafnium (Hf),
cobalt (Co), iron (Fe), copper (Cu), chromium (Cr), or zinc
(Zn). The top and bottom electrodes 138 and 132 may inde-
pendently include materials such as iridium (Ir), platinum
(Pt), ruthenium (Ru), tungsten (W), titanium nitride (TiN)
and/or polysilicon.

Referring to FIG. 11¢, a second insulating interlayer 130 is
formed on the first insulating interlayer 200 to cover the top
electrode 138. A plate electrode 140 is formed on the second
insulating interlayer 130 and is connected to the top electrode
138. It is believed that the bond energy of the material
included in the switching layer 136 and oxygen is more than
that between the transition metal included in the data storage
layer 134 and oxygen. For example, the bond energy of alu-
minum and oxygen is about 260 KJ/mol, while the bond
energy of nickel and oxygen is about 24 kJ/mol. Thus, a
portion of the material of the switching layer 136 may be
bonded to oxygen in the top portion of the data storage layer
134. As a result, the transition metal that is not bonded to
oxygen may be in the upper portion of the data storage layer
134. The activation energy for bonding the material included
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in the switching layer 136 to oxygen may be supplied from a
deposition process of the switching layer 136 and/or a sub-
sequent annealing process.

As an external electric field is applied to the data storage
layer 334, a conductive filament may be generated or may
disappear. The conductive filament may be generated or may
disappear regularly where the transition metal that is not
bonded to oxygen on the top portion of the data storage layer
134 is. The range of the set and reset resistances may be
shortened by the switching layer 136. Thus, the switching
characteristics of a nonvolatile memory device may be
improved by providing the switching layer 136.

What is claimed is:

1. A nonvolatile memory device comprising:

first and second electrodes on a substrate;

a data storage layer between the first electrode and the
second electrode, the data storage layer including (a) a
transition metal oxide layer comprising a transition
metal oxide and (b) a transition metal layer comprising a
transition metal, wherein the transition metal oxide
comprises oxygen bonded to a transition metal element
that is a match of the transition metal of the transition
metal layer; and

at least one metal oxide layer between the transition metal
layer and at least one of the first and second electrodes,
the metal oxide layer being in direct contact with the
transition metal layer and comprising a metal oxide,

wherein a bond energy between a metal element and oxy-
gen in the metal oxide layer is greater than a bond energy
between a transition metal element and oxygen in the
data storage layer, and

wherein a conductive filament is formed in the transition
metal layer when an external electric field is applied to
the data storage layer.

2. The nonvolatile memory device of claim 1, wherein the

metal oxide layer comprises aluminum (Al).

3. The nonvolatile memory device of claim 2, wherein the
at least one metal oxide layer includes (i) a first metal oxide
layer between the data storage layer and the first electrode and
(ii) a second metal oxide layer between the data storage layer
and the second electrode.

4. The nonvolatile memory device of claim 2, wherein the
metal oxide layer is between the data storage layer and the
first electrode.

5. The nonvolatile memory device of claim 2, wherein the
metal oxide layer is between the data storage layer and the
second electrode.

6. The nonvolatile memory device of claim 1, wherein the
metal oxide layer comprises aluminum (Al) and has a thick-
ness of 5 to 20 angstroms.

7. The nonvolatile memory device of claim 1, wherein the
transition metal is selected from the group consisting of
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nickel (Ni), niobium (Nb), titanium (Ti), zirconium (Zr),
hafnium (Hf), cobalt (Co), iron (Fe), copper (Cu), chromium
(Cr), and zinc (Zn).

8. The nonvolatile memory device of claim 1, wherein the
first and the second electrodes comprise a material selected
from the group consisting of iridium (Ir), platinum (Pt), ruthe-
nium (Ru), tungsten (W), titanium nitride (TiN) and polysili-
con.

9. The nonvolatile memory device of claim 1, further com-
prising a switching device connected to the first electrode.

10. The nonvolatile memory device of claim 9, wherein the
switching device is a transistor.

11. The nonvolatile memory device of claim 9, wherein the
switching device is a diode.

12. A nonvolatile memory device comprising:

first and second electrodes on a substrate;

a data storage layer between the first electrode and the

second electrode;

a first metal oxide layer between the data storage layer and

the first electrode; and

a second metal oxide layer between the data storage layer

and the second electrode,

wherein the data storage layer comprises

a transition metal oxide layer comprising a transition
metal oxide;

afirst transition metal layer between the transition metal
oxide layer and the first metal oxide layer; and

a second transition metal layer between the transition
metal oxide layer and the second metal oxide layer,

wherein the transition metal oxide layer and the first and
the second transition metal layers comprise the same
transition metal,

wherein a bond energy between a metal element and oxy-

gen in the first and the second metal oxide layers is
greater than a bond energy between a transition metal
element and oxygen in the transition metal oxide layer.

13. The nonvolatile memory device of claim 12, wherein
the first and the second metal oxide layers comprise alumi-
num (Al).

14. The nonvolatile memory device of claim 12, wherein
the first and the second metal oxide layers comprise alumi-
num (Al) and have a thickness of 5 to 20 angstroms.

15. The nonvolatile memory device of claim 12, wherein
the first transition metal layer is in direct contact with the first
metal oxide layer, and the second transition metal layer is in
direct contact with the second metal oxide layer.

16. The nonvolatile memory device of claim 12, wherein
the first and the second transition metal layers comprise a
transition metal that is not bonded to oxygen.

#* #* #* #* #*



